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Rinse the back half of the filter holder
three times with acetone. Rinse the con-
necting line between the filter and the con-
denser three times with acetone. Soak the
connecting line with three separate portions
of methylene chloride for 5 minutes each. If
using a separate condenser and adsorbent
trap, rinse the condenser in the same manner
as the connecting line. Collect all the rinses
in Container No. 2 and mark the level of the
liquid on the container.

4.2.4 Container No. 3. Repeat the meth-
ylene chloride-rinsing described in Section
4.2.3 using toluene as the rinse solvent. Col-
lect the rinses in Container No. 3 and mark
the level of the liquid on the container.

4.2.5 Impinger Water. Measure the liquid
in the first three impingers to within ±1 ml
by using a graduated cylinder or by weighing
it to within ±0.5 g by using a balance. Record
the volume or weight of liquid present. This
information is required to calculate the
moisture content of the effluent gas.

Discard the liquid after measuring and re-
cording the volume or weight.

4.2.7 Silica Gel. Note the color of the indi-
cating silica gel to determine if it has been
completely spent and make a mention of its
condition. Transfer the silica gel from the
fifth impinger to its original container and
seal.

5. Analysis

All glassware shall be cleaned as described
in section 3A of the ‘‘Manual of Analytical
Methods for the Analysis of Pesticides in
Human and Environmental Samples.’’ All
samples must be extracted within 30 days of
collection and analyzed within 45 days of ex-
traction.

5.1 Sample Extraction.
5.1.1 Extraction System. Place an extrac-

tion thimble (section 2.3.4), 1 g of silica gel,
and a plug of glass wool into the Soxhlet ap-
paratus, charge the apparatus with toluene,
and reflux for a minimum of 3 hours. Remove
the toluene and discard it, but retain the
silica gel. Remove the extraction thimble
from the extraction system and place it in a
glass beaker to catch the solvent rinses.

5.1.2 Container No. 1 (Filter). Transfer the
contents directly to the glass thimble of the
extraction system and extract them simulta-
neously with the XAD–2 resin.

5.1.3 Adsorbent Cartridge. Suspend the ad-
sorbent module directly over the extraction
thimble in the beaker (See section 5.1.1). The
glass frit of the module should be in the up
position. Using a Teflon squeeze bottle con-
taining toluene, flush the XAD–2 into the
thimble onto the bed of cleaned silica gel.
Thoroughly rinse the glass module catching
the rinsings in the beaker containing the
thimble. If the resin is wet, effective extrac-
tion can be accomplished by loosely packing
the resin in the thimble. Add the XAD–2
glass wool plug into the thimble.

5.1.4 Container No. 2 (Acetone and Meth-
ylene Chloride). Concentrate the sample to a
volume of about 1–5 ml using the rotary
evaporator apparatus, at a temperature of
less than 37 °C. Rinse the sample container
three times with small portions of meth-
ylene chloride and add these to the con-
centrated solution and concentrate further
to near dryness. This residue contains par-
ticulate matter removed in the rinse of the
train probe and nozzle. Add the concentrate
to the filter and the XAD–2 resin in the
Soxhlet apparatus described in section 5.1.1.

5.1.5 Extraction. Add 100 µl of the internal
standard solution (Section 3.3.20) to the ex-
traction thimble containing the contents of
the adsorbent cartridge, the contents of Con-
tainer No. 1, and the concentrate from sec-
tion 5.1.4. Cover the contents of the extrac-
tion thimble with the cleaned glass wool
plug to prevent the XAD–2 resin from float-
ing into the solvent reservoir of the extrac-
tor. Place the thimble in the extractor, and
add the toluene contained in the beaker to
the solvent reservoir. Pour additional tol-
uene to fill the reservoir approximately 2/3
full. Add Teflon boiling chips and assemble
the apparatus. Adjust the heat source to
cause the extractor to cycle three times per
hour. Extract the sample for 16 hours. After
extraction, allow the Soxhlet to cool. Trans-
fer the toluene extract and three 10-ml rinses
to the rotary evaporator. Concentrate the
extract to approximately 10 ml. At this point
the analyst may choose to split the sample
in half. If so, split the sample, store one half
for future use, and analyze the other accord-
ing to the procedures in sections 5.2 and 5.3.
In either case, use a nitrogen evaporative
concentrator to reduce the volume of the
sample being analyzed to near dryness. Dis-
solve the residue in 5 ml of hexane.

5.1.6 Container No. 3 (Toluene Rinse). Add
100 µl of the Internal Standard solution (sec-
tion 3.3.2) to the contents of the container.
Concentrate the sample to a volume of about
1–5 ml using the rotary evaporator apparatus
at a temperature of less than 37 °C. Rinse the
sample container apparatus at a temperature
of less than 37 °C. Rinse the sample container
three times with small portions of toluene
and add these to the concentrated solution
and concentrate further to near dryness.
Analyze the extract separately according to
the procedures in sections 5.2 and 5.3, but
concentrate the solution in a rotary evapo-
rator apparatus rather than a nitrogen evap-
orative concentrator.

5.2 Sample Cleanup and Fractionation.
5.2.1 Silica Gel Column. Pack one end of a

glass column, 20 mm x 230 mm, with glass
wool. Add in sequence, 1 g silica gel, 2 g of
sodium hydroxide impregnated silica gel, 1 g
silica gel, 4 g of acid-modified silica gel, and
1 g of silica gel. Wash the column with 30 ml
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of hexane and discard it. Add the sample ex-
tract, dissolved in 5 ml of hexane to the col-
umn with two additional 5-ml rinses. Elute
the column with an additional 90 ml of
hexane and retain the entire eluate. Con-
centrate this solution to a volume of about 1
ml using the nitrogen evaporative concen-
trator (section 2.3.7).

5.2.2 Basic Alumina Column. Shorten a 25-
ml disposable Pasteur pipette to about 16 ml.
Pack the lower section with glass wool and
12 g of basic alumina. Transfer the con-
centrated extract from the silica gel column
to the top of the basic alumina column and
elute the column sequentially with 120 ml of
0.5 percent methylene chloride in hexane fol-
lowed by 120 ml of 35 percent methylene
chloride in hexane. Discard the first 120 ml of
eluate. Collect the second 120 ml of eluate
and concentrate it to about 0.5 ml using the
nitrogen evaporative concentrator.

5.2.3 AX–21 Carbon/Celite 545 Column. Re-
move the botton 0.5 in. from the tip of a 9-ml
disposable Pasteur pipette. Insert a glass
fiber filter disk in the top of the pipette 2.5
cm from the constriction. Add sufficient car-
bon/celite mixture to form a 2 cm column.
Top with a glass wool plug. In some cases
AX–21 carbon fines may wash through the
glass wool plug and enter the sample. This
may be prevented by adding a celite plug to
the exit end of the column. Rinse the column
in sequence with 2 ml of 50 percent benzene
in ethyl acetate, 1 ml of 50 percent meth-
ylene chloride in cyclohexane, and 2 ml of
hexane. Discard these rinses. Transfer the
concentrate in 1 ml of hexane from the basic
alumina column to the carbon/celite column
along with 1 ml of hexane rinse. Elute the
column sequentially with 2 ml of 50 percent
methylene chloride in hexane and 2 ml of 50
percent benzene in ethyl acetate and discard
these eluates. Invert the column and elute in
the reverse direction with 13 ml of toluene.
Collect this eluate. Concentrate the eluate
in a rotary evaporator at 50 °C to about 1 ml.
Transfer the concentrate to a Reacti-vial
using a toluene rinse and concentrate to a
volume of 200 µl using a stream of N2. Store
extracts at room temperature, shielded from
light, until the analysis is performed.

5.3 Analysis. Analyze the sample with a
gas chromatograph coupled to a mass spec-
trometer (GC/MS) using the instrumental pa-
rameters in sections 5.3.1 and 5.3.2. Imme-
diately prior to analysis, add a 20 µl aliquot
of the Recovery Standard solution from
Table 1 to each sample. A 2 µl aliquot of the
extract is injected into the GC. Sample ex-
tracts are first analyzed using the DB–5 cap-
illary column to determine the concentra-
tion of each isomer of PCDD’s and PCDF’s
(tetra-through octa-). If tetra-chlorinated
dibenzofurans are detected in this analysis,
then analyze another aliquot of the sample
in a separate run, using the DB–225 column
to measure the 2,3,7,8 tetra-chloro

dibenzofuran isomer. Other column systems
may be used, provided that the user is able
to demonstrate using calibration and per-
formance checks that the column system is
able to meet the specifications of section
6.1.2.2.

5.3.1 Gas Chromatograph Operating Con-
ditions.

5.3.1.1 Injector. Configured for capillary
column, splitless, 250 °C.

5.3.1.2 Carrier Gas. Helium, 1–2 ml/min.
5.3.1.3 Oven. Initially at 150 °C. Raise by

at least 40 °C/min to 190 °C and then at 3 °C/
min up to 300 °C.

5.3.2 High Resolution Mass Spectrometer.
5.3.2.1 Resolution. 10000 m/e.
5.3.2.2 Ionization Mode. Electron impact.
5.3.2.3 Source Temperature 250 °C.
5.3.2.4 Monitoring Mode. Selected ion

monitoring. A list of the various ions to be
monitored is summarized in Table 3.

5.3.2.5 Identification Criteria. The fol-
lowing identification criteria shall be used
for the characterization of polychlorinated
dibenzodioxins and dibenzofurans.

1. The integrated ion-abundance ratio (M/
M+2 or M+2/M+4) shall be within 15 percent
of the theoretical value. The acceptable ion-
abundance ratio ranges for the identification
of chlorine-containing compounds are given
in Table 4.

2. The retention time for the analytes
must be within 3 seconds of the cor-
responding 13 C-labeled internal standard,
surrogate or alternate standard.

3. The monitored ions, shown in Table 3 for
a given analyte, shall reach their maximum
within 2 seconds of each other.

4. The identification of specific isomers
that do not have corresponding 13 C-labeled
standards is done by comparison of the rel-
ative retention time (RRT) of the analyte to
the nearest internal standard retention time
with reference (i.e., within 0.005 RRT units)
to the comparable RRT’s found in the con-
tinuing calibration.

5. The signal to noise ratio for all mon-
itored ions must be greater than 2.5.

6. The confirmation of 2, 3, 7, 8–TCDD and
2, 3, 7, 8–TCDF shall satisfy all of the above
identification criteria.

7. For the identification of PCDF’s, no sig-
nal may be found in the corresponding
PCDPE channels.

5.3.2.6 Quantification. The peak areas for
the two ions monitored for each analyte are
summed to yield the total response for each
analyte. Each internal standard is used to
quantify the indigenous PCDD’s or PCDF’s
in its homologous series. For example, the
13 C 12–2,3,7,8-tetra chlorinated dibenzodioxin
is used to calculate the concentrations of all
other tetra chlorinated isomers. Recoveries
of the tetra- and penta- internal standards
are calculated using the 13 C 12–1,2,3,4–TCDD.
Recoveries of the hexa- through octa- inter-
nal standards are calculated using 13 C 12–

VerDate 11<MAY>2000 08:46 Aug 31, 2001 Jkt 194143 PO 00000 Frm 00491 Fmt 8010 Sfmt 8002 Y:\SGML\194143T.XXX pfrm09 PsN: 194143T


		Superintendent of Documents
	2014-12-08T13:23:51-0500
	US GPO, Washington, DC 20401
	Superintendent of Documents
	GPO attests that this document has not been altered since it was disseminated by GPO




